It is demonstrated by collisional activation mass spectrometry that dissociative ionization of E-and Z-l-bromobutene-1 (3, 4), 2-bromobutene-1 (5) and 2-bromobutene-2 (6) yields exclusively 1-methylallyl cation (a). Unimolecular Br -loss from the molecular ion of 1-bromo-2-methylpropene (7) gives rise to the specific formation of the isomeric 2-methylallyl cation (b). Kinetic energy release measurements support the interpretation that Br' loss from the cation radicals 3-7 is preceded (or accompanied) by an exothermic isomerization of the incipient C4Ü7+ ions. 

